General Procedures
All reactions were carried out under a nitrogen atmosphere using oven dried glassware and standard Schlenk techniques. All organic solvents were freshly dried and distilled over sodium. 1 H NMR spectra at 300 MHz, and 13 C NMR spectra at 75 MHz or 150 MHz were obtained on JEOL-ECA300 or ECA600 spectrometers. 1 H NMR and 13 C NMR were recorded using tetramethylsilane (TMS) in the solvent of CDCl 3 as the internal standard ( 1 H NMR: TMS at 0.00 ppm, CDCl 3 at 7.26 ppm. 13 C NMR:
CDCl 3 at 77.0 ppm). Mass spectra were recorded on a ThermoFisher Q Exactive GC spectrometer.
Experimental Section
Optimization of the domino reaction conditions Table S1 . Optimization General procedure for synthesis of 2-aminopyridylbenzoxazoles: A 10 mL Schlenk tube equipped with a magnetic stirring bar was charged with CuI (0.05 mmol), K 2 CO 3 (1.25 mmol for free amine or 1.75 mmol for amine hydrogen chloride), and 2-halo-N-(2-haloaryl)nicotinamides (0.5 mmol). The tube was evacuated twice and back-filled with nitrogen. Amine (1 mmol) and DMSO (2 mL) were added to the tube at room temperature under a stream of nitrogen, and the tube was sealed and put into a pre-heated oil bath at 80 °C for 16 h under a positive pressure of nitrogen. After the resulting solution was cooled to room temperature, the solvent was concentrated, and the residue was purified by column chromatography on silica gel to provide the desired product. The NMR data are consistent with the reported ones. [1, 2] 4. NMR Spectra 
